Abstract: Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates in the strain glass of Ni-rich Ti-Ni shape memory alloys (SMAs) play an important role in the origin and characteristic control of the strain glass transition. Ni-rich nanodomains are formed in the quenching process and dissolve during isothermal aging. Ti 3 Ni 4 nanoprecipitates nucleate, grow and coarsen during aging. This study performed in situ small-angle X-ray scattering (SAXS) and ex situ X-ray diffraction to investigate the structural evolutions with aging time of nanoparticles in Ti 48.7 Ni 51.3 SMA aged isothermally at 250 • C in terms of relative volume fraction, radius, thickness, orientation, lattice ordering, and morphology. The mechanism and kinetics of the concurrent phase evolutions of Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates are revealed and discussed in detail. Frequency-dependent storage modulus vs. temperature at different frequencies for different aging times was measured to characterize the strain glass transition. Quantitative correlation of all structural evolutions and kinetics of Ni-rich and Ti 3 Ni 4 nanoparticles with respect to the variation and loss of the strain glass transition during aging times of 0 to 20 h is presented. The roles of different nanoparticles in causing or suppressing the strain glass behavior are also experimentally revealed.
Introduction
TiNi-based shape memory alloys (SMAs) are well-known functional materials with an excellent shape memory effect, pseudoelasticity, and high damping capacity due to the thermoelastic martensitic transformation from the B2 parent phase to B19' martensite with long-range ordering (LRO) of the lattice strain [1] [2] [3] . However, the regime of phase transformation of Ni-rich Ti 50−x Ni 50+x SMAs with x > 1.2 at % changes from martensitic transformation to strain glass transition [4] [5] [6] [7] , and this change is attributed to the excess Ni atoms acting as point defects. According to previous reports [4, 5, 8, 9] , Ti 50−x Ni 50+x (x > 1.2 at %) SMAs demonstrate a precursor phase of dynamic strain-disordered B2 phase with embedded quasistatic strain nanodomains at temperatures above the glass transition temperature T g . As the temperature falls below T g , the strain glass transition exhibits a freezing transition from a dynamic strain-disordered phase (strain liquid or unfrozen strain glass) to a frozen strain-disordered phase with static strain nanodomains (frozen strain liquid or strain glass phase). It was proposed [9] that these point defect-induced nanodomains have local or short-range ordering (SRO) strain, which can effectively inhibit the LRO strain and the martensitic transformation in the whole ferroelastic system. Point defects in the ferroic system generate a similar glassy state for ferroelectric transition and ferromagnetic transition, which respectively transform into ferroelectric relaxor [10] and spin glass [11, 12] . Strain glass in the ferroelastic system has also exhibited a number of interesting properties [13] , such as the shape memory effect and superelasticity subject to the T g . Strain glass has emerged as a new direction of ferroelastic research in the past decade and may offer opportunities for both fundamental and applied studies leading to a novel field and applications. An increasing number of strain glass systems have been found, suggesting that the origin of strain glass could attract more research in the future [4, 7, 9, 14] . However, fundamental understanding of the mechanism of this strain glass transition is still limited.
The quasistatic (or static) strain nanodomains in the strain glass play a critical role in the formation of the strain glass transition/characteristics. Transmission electron microscopy (TEM) [4] has only confirmed the existence of these strain nanodomains in the unfrozen and frozen states of strain glass in as-quenched Ti 48.7 Ni 51.3 SMA due to the measurement of the diffraction strain effect. A previous small angle X-ray scattering (SAXS) study [15] using the excess electron density contrast between matrix and nanodomains directly measured the distribution, orientation and real morphology of these nanodomains formed by the aggregation of Ni atoms during the quenching process of Ti 48.7 Ni 51.3 SMA. For simplicity, these nanodomains with a structurally defined disk-/plate-like morphology that form in the as-quenched Ti 48.7 Ni 51.3 SMA are called "Ni-rich nanodomains" in this work. On the other hand, a previous study [16] pointed out that "Ti 3 Ni 4 nanoprecipitates", produced by the aging of Ti 48.7 Ni 51.3 SMA at 200 • C for 3 h, can prohibit the martensitic transformation and lead to strain glass behavior. It is worth noting that the Ni-rich nanodomains, which are clustered by excess Ni atoms and possess higher concentration of Ni atoms than the matrix, have the same structure as the matrix while the Ti 3 Ni 4 nanoprecipitates with stoichiometric composition have their own structure different from the matrix. Therefore, the current results on the formation mechanism of strain glass cause an interesting issue: do all the nanoscale structures or particles formed by excess Ni point defects, such as Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates, cause the strain glass transition? The real morphologies of both Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates are very difficult to observe by TEM technique using the strain contrast. How Ti 3 Ni 4 nanoprecipitates nucleate and grow in the strain glass has never been reported due to the limitations of the experiment. Moreover, the previous SAXS study [15] combined with X-ray diffraction (XRD) pointed out the co-existence of Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates in the early-aged Ti 48.7 Ni 51.3 SMA, but the structural analysis in that study ignored the morphology of Ti 3 Ni 4 nanoprecipitate and regarded it as a minor phase. The SAXS study presented in [15] only reported that the Ni-rich nanodomains, tuned by the aging time, can qualitatively affect the strain glass transition. The coexistence of two nanoparticles largely increases the complexity of resolving their respective contributions quantitatively or qualitatively to the strain glass transition, which is necessary for comprehensively understanding the mechanism. To date, no studies have investigated the kinetics and mechanism of the concurrent evolutions of Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates in the strain glass of Ti 48.7 Ni 51.3 SMA during thermal aging.
The SAXS technique has been demonstrated to be an effective tool for quantitatively determining the shape, orientation and size of a large number of polydispersed nanoparticles in bulk samples of various alloys [17] , such as Al-Cu and Al-Mg-Si alloys [18] [19] [20] , Al-Cu-Li alloys [21, 22] , Al-Zn-Mg alloys [23] [24] [25] [26] [27] , Al-Li alloys [28] , Al-Si-Zr-V-Fe alloys [29] , Ti-Ni-Hf alloys [30] , Fe-Cr alloys [31] , Zr-Pd alloys [32] and Cu-Co alloys [33] . Moreover, several SAXS studies have resolved the different structures of two co-existing plate-like precipitates [34] [35] [36] . Therefore, due to the low aging temperature of 250 • C which can prevent the rapid dissolution of Ni-rich nanodomains and provide the effective precipitation for Ti 3 Ni 4 nanoprecipitates without a prolonged aging time, in situ SAXS measurement was performed on Ti 48.7 Ni 51.3 SMA aged isothermally at 250 • C from the as-quenched state (0 h) to 20 h. In addition, for characterizing the strain glass transition and T g , the frequency-dependent storage modulus E 0 vs. temperature of specimens aged for different times were measured with a dynamic mechanical analyzer (DMA). Ex situ XRD measurement was also conducted to determine the variations of phases with aging time for correlation to the morphological changes. In this study, the in situ SAXS analysis was used to resolve the concurrent evolutions of Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates by the corresponding scattering patterns with different orientations. At the same time, the in situ SAXS results can provide information as follows: (1) the temporal evolutions of relative volume fraction, radius and thickness of disk-/plate-like Ni-rich and Ti 3 Ni 4 nanoparticles, (2) the quantitative correlation of all structural evolutions and kinetics of Ni-rich and Ti 3 Ni 4 nanoparticles with the variation and loss of the strain glass transition, and (3) the roles of Ni-rich and Ti 3 Ni 4 nanoparticles in causing or suppressing the strain glass behavior. The mechanism, kinetics, and their mutual influence on the nucleation, growth and coarsening of Ti 3 Ni 4 nanoprecipitates and the concurrent dissolution of Ni-rich nanodomains are discussed simultaneously. 48.7 Ni 51.3 ingot was prepared according to a previous study [15] . The ingot was then hot-rolled at 900 • C into a plate with a thickness of about 2 mm. The plate was solid-solution treated at 900 • C for 1 h followed by quenching in water. The SAXS specimen was cut to the size of 10 × 10 mm 2 and ground to a thickness of ≤40 µm, as described in [15] . The grain size of the specimen was measured by the ASTM E112-88 standard to be 80 ± 15 µm. In situ SAXS measurements were conducted using a BRUKER instrument (AXS GmbH, NANOSTAR, Karlsruhe, Germany) operated at 2.5 kW (50 kV, 50 mA) equipped with a heater on the sample stage. The SAXS instrument has a three-pinhole collimation system (500, 150, 50 µm) with the beam size of~150 µm. The configuration, operation procedure and data reduction of the SAXS instrument are described in the literature [15] . In situ SAXS measurements were conducted to study the evolution of the nanostructure in Ti 48.7 Ni 51.3 specimens during 250 • C isothermal aging. The SAXS pattern was collected first at room temperature (RT) for an as-quenched specimen for 30 min. Then the sample was directly heated up to 250 • C, during which the SAXS patterns were collected every 30 min, from the beginning to 20 h. The 2D SAXS patterns were reduced into 1D SAXS profiles as a function of the scattering vector Q = 4πsin(θ/2)/λ, in which θ is the scattering angle and λ is the X-ray wavelength. The frequency-dependent storage modulus E 0 vs. temperature measurement was performed by a dynamic mechanical analyzer (DMA 2980, TA Instruments, New Castle, DE, USA) with a cooling/heating rate of 3 • C/min. The ex situ XRD measurement was performed by a high-power monochromatized X-ray diffractometer (XRD, TTRAX III, RigaKu Co., Tokyo, Japan).
Materials and Methods

A Ti
Results
A previous study of the strain glass of Ti 48.7 Ni 51.3 SMA indicated that the Ni-rich nanodomains lying on the orthogonal habit planes have a disk-/plate-like morphology [15] . The Ni-rich nanodomains in as-quenched specimens formed by the vacancy-enhanced aggregation of the excess Ni atoms give rise to the SAXS intensity. Figure 1a -f shows the 2D SAXS patterns measured from an as-quenched Ti 48.7 Ni 51.3 specimen followed by isothermal aging at 250 • C for 0 h (as-quenched state), 1 h, 3 h, 5 h, 10 h and 20 h, respectively. The intensity scale of Figure 1a -f is the same. The radial streaks of the 2D SAXS patterns for all specimens, especially for the as-quenched specimen shown in Figure 1a , are caused by the Ni-rich nanodomains with special orientation, directly evidencing the disk-/plate-like morphology of the nanostructure. 
Formation and Structural Evolution of the New Nanoprecipitates during Isothermal Aging at 250 °C
Carefully comparing the 2D SAXS patterns of 0-h-and 1-h-aged specimens (Figure 1a ,b), respectively), one can find that for the 1-h-aged specimen, new intensities with an isotropic scattering distribution surround the beam center and are different from the radial streaks of Ni-rich nanodomains in the 0-h-aged specimen, revealing the formation of new nanoparticles. From Figure  1b ,c, it can be seen that the intensity of the isotropic scattering in the 2D SAXS patterns becomes remarkably stronger as the aging time increases. It means that the newly formed nanoparticles with isotropic orientations nucleate at different sites and grow in both size and volume fraction as the aging time increases. After 3 h of aging, the isotropic intensity distribution seems to become saturated, according to observation. Previous research [37, 38] had pointed out that the precipitates formed in the aged Ni-rich TiNi SMAs are Ti3Ni4-like ones. The newly-formed nanoparticles can be considered to be Ti3Ni4 nanoprecipitates or their precursor phase.
The 2D SAXS patterns in the present study allow analysis of the orientation-resolved information of these newly-formed nanoprecipitates, except for the originally existing Ni-rich nanodomains characterized by the radial streaks [15, 39, 40] . To quantitatively investigate the structural evolution of these newly-formed nanoprecipitates, a cut sector of the 2D SAXS pattern without the originally existing streaks was selected to reduce the data to obtain the typical SAXS profile contributed only by the newly-formed nanoprecipiates, as shown in Figure 2a . The 1D SAXS profiles were reduced along the sector-shaped 2D SAXS patterns by the azimuthal average, the standard calibration and the background subtraction. Figure 3a -d shows the 1D SAXS profiles contributed by the newly-formed nanoprecipitates reduced from the sectors of 2D SAXS patterns of Figure 1a ,b,d,f, respectively. As shown in Figure 3 , during the short aging time (0 h~1 h), the intensity upturn in the low-Q region exhibits the power-law scattering behavior, I(Q) ∝ Q −α , with α being 4, which is resulted from the smooth surfaces of the large particles. The large particles are assumed to be Ti2Ni or (Ti2Ni)2O, which form during the ingot preparation and usually appear in TiNi-based SMAs [41, 42] . With increases in aging time, this intensity upturn from the large particle remains unchanged because the Ti2Ni is a stable phase at 250 °C. However, the mainly dominant intensity is replaced by the growing shoulder of the intensity profile in the middle-Q region when the aging time exceeds 5 h. As shown in Figure 3 , the shoulder of the intensity profiles in the middle-Q region (0.025~0.07 Å −1 ) shows the power-law scattering behavior, I(Q) ∝ Q −α with α being 2, as the evidence of the disk-/plate-like morphology of newly formed Ti3Ni4 nanoprecipitates 
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where η is the volume fraction of disk-/plate-like precipitates in the sample, ∆ρ denotes the scattering length density contrast between the nanoprecipitates and the surrounding matrix, and j 0 and j 1 are the zero-order and first-order Bessel functions, respectively. The integral over α averages the form factor over all possible orientations of the disks with solid angle α with respect to Q. The product of η and ∆ρ can be regarded as a prefactor constant. f (t) is the normalized Schulz distribution of the polydisperse thickness t with a mean thickness T. The polydispersity of thicknesses, i.e., the ratio of the width of thickness distribution to T, is described by the fitting parameter, and V p is the mean volume of disks/plates with polydisperse thicknesses. Taking into account the large originally stable Ti 2 Ni particles, the measured SAXS profile can be modeled by the following equation:
where the first term on the right-hand side is used to describe the surface scattering from large Ti 2 Ni particles. A is the fitting parameter. The fitting constant b is the incoherent scattering background. As shown in Figure 3 , the SAXS profiles can be fitted well using the model of Equation (2) . The fitted intensities (dotted lines) corresponding to the scattering contribution of large Ti 2 Ni particles are stable with increases in aging time. The shoulder profiles (dashed lines), calculated by the form factor corresponding to nanoprecipitates, gradually dominate the main intensity with increases in aging time. Figure 4 shows the variation of mean thickness and the radius of Ti 3 Ni 4 nanoprecipitates determined by the model fitting with aging times of 0.5 h to 20 h. The polydispersity of thickness distribution is determined to be 0.2. We also adopted a model-independent method (called the Kratky-Porod approximation) to determine in parallel the thickness of the disk-/plate-like particles mboxciteB17-metals-284221,B46-metals-284221. This method of approximation is valid in the Q region of π/R < Q < 2π/T. We plotted ln[I(Q) × Q 2 ] vs. Q 2 in the appropriate Q region for each SAXS profile of Figure 3 , as shown in Figure S1 . The Kratky-Porod plot usually exhibits a trend of a straight line. The thickness of the disk can be directly determined from the slope of the fitted straight line (=−T 2 /12). The thickness results determined by the model-independent method agree with the model fitting result, as also shown in Figure 4 . This cross examination demonstrates the accuracy and reliability of SAXS analysis.
Assuming the nanoprecipitate composition remains a constant during the aging, i.e., a constant scattering length density contrast, the relative volume fraction of Ti 3 Ni 4 nanoprecipitates can be model-independently evaluated using the Porod invariant Q (i.e., integration of the measured intensity), as given by Equation (3) [17, 47] .
The total integrated intensity is calculated based on the measured intensity profile, and the intensities is extrapolated to zero using Guinier approximation and to infinity using Porod asymptotic behavior [26] . The temporal evolution of the relative volume fractions model-independently determined by Figure 5a . The relative volume fraction is normalized. The relative volume fraction of Ti 3 Ni 4 nanoprecipitates determined by the model-independent method agrees with that determined by the model fitting of Equation (2), as shown in Figure 5a . determined by the model-independent method agrees with that determined by the model fitting of Equation (2), as shown in Figure 5a . determined by the model-independent method agrees with that determined by the model fitting of Equation (2), as shown in Figure 5a . Table 1 ). 
Structural Evolution of Ni-Rich Nanodomains during Isothermal Aging at 250 • C
In addition to the nucleation and growth of new Ti 3 Ni 4 nanoprecipitates, the concurrent structural evolution of Ni-rich nanodomains is also of great interest. The mutual relationship of the structural evolutions of both nanoparticles is fundamentally important and has not been reported. Due to the coexistence of two phases, Ni-rich nanodomains and the newly-formed Ti 3 Ni 4 nanoprecipitates, the oriented streaks of 2D SAXS patterns (dotted line in Figure 2b ) have the intensities contributed by both kinds of nanoparticles.
In the present study, we resolved the structural information of Ni-rich nanodomains using the two independent approaches to cross-check the results. Approach (I) was the model-fitting method to the SAXS intensity profile averaged over all the radial streaks purely contributed by the disk-/plate-like Ni-rich nanodomains. The reduced 1D SAXS intensity profile purely contributed by the Ni-rich nanodomains, I nanodomain (Q), can be obtained by subtracting the SAXS intensity profile corresponding to Ti 3 Ni 4 nanoprecipitates, I nanoprecipitate (Q), from the total SAXS intensity profile, I total (Q), measured over all orientations and caused by both Ti 3 Ni 4 nanoprecipitates and Ni-rich nanodomains, as given by Equation (4) .
The I total (Q) can be reduced along the azimuthal average of the whole 2D SAXS pattern through the standard calibration and the background subtraction [19, 26] . The I nanoprecipitate (Q) profiles were reduced from the sector cut, the same SAXS data as that in Figure 3 . Figure 6a -d show the 1D SAXS profiles mainly contributed by the Ni-rich nanodomains reduced by Equation (4) for specimens aged for (a) 0 h, (b) 1 h, (c) 5 h and (d) 20 h, respectively. In Figure 6 , the power-law scattering in the middle-Q region (0.012~0.05 Å −1 ) of the SAXS profile also shows I(Q) ∝ Q −α with α being 2, revealing direct evidence of a disk-/plate-like morphology, consistent with previous studies [15, 20] . The reduced SAXS profiles corresponding to the Ni-rich nanodomains can be fitted well using the model of Equation (1). The variation in thickness and the radius of disk-/plate-like Ni-rich nanodomains determined by model-fitting analysis with aging time are shown in Figure 7 for specimens aged from 0 h to 20 h. The temporal evolution of relative volume fractons determined by the model analysis is also shown in Figure 5a . The morphology of Ni-rich nanodomains changes from the original thin disk to an oblate nanoparticle during isothermal aging (0 to 20 h). The relative volume fractions of the Ni-rich nanodomains can also be model-independently determined using the intensity integration of 1D SAXS profiles (Porod invariant method) according to Equation (3) . Figure 5a shows the temporal evolution of the normalized relative volume fraction of the Ni-rich nanodomains determined by the model-independent method. From Figure 5a , the relative volume fraction of the Ni-rich nanodomains drops rapidly as the aging time increases from 0 h to 5 h, showing the characteristic of the dissolution stage and instability of Ni-rich nanodomains at high temperature. Once the decay of the volume fraction of Ni-rich nanodomains reaches saturation at~3 h, the subsequent relative volume fraction remains at~0.25, with some fluctuation, due to the uncertainties from the data treatment, background substraction and measurement, as shown in Figure 5a . The relative volume fraction determined by the model fitting method agrees with those determined by the model-independent method, showing the consistency of the cross examination. Approach (II) was a direct and model-independent structural analysis with respect to the single radial SAXS streak caused by the Ni-rich nanodomains lying on the habit plane of a specially oriented crystal grain [39, 40] . The structural evolution of this oriented streak intensity with respect to this nanodomain group can also be resolved. The thickness of the specific disk-/plate-like nanodomains with such an orientation can be directly determined by slicing (line-cutting) the profile along the radial direction of this streak [19, 39, 40] . The details of the method and associated plots are provided in Figure S2 . The thickness variation of the nanodomains with aging time determined by Approach (II) was a direct and model-independent structural analysis with respect to the single radial SAXS streak caused by the Ni-rich nanodomains lying on the habit plane of a specially oriented crystal grain [39, 40] . The structural evolution of this oriented streak intensity with respect to this nanodomain group can also be resolved. The thickness of the specific disk-/plate-like nanodomains with such an orientation can be directly determined by slicing (line-cutting) the profile along the radial direction of this streak [19, 39, 40] . The details of the method and associated plots are provided in Figure S2 . The thickness variation of the nanodomains with aging time determined by Approach (II) was a direct and model-independent structural analysis with respect to the single radial SAXS streak caused by the Ni-rich nanodomains lying on the habit plane of a specially oriented crystal grain [39, 40] . The structural evolution of this oriented streak intensity with respect to this nanodomain group can also be resolved. The thickness of the specific disk-/plate-like nanodomains with such an orientation can be directly determined by slicing (line-cutting) the profile along the radial direction of this streak [19, 39, 40] . The details of the method and associated plots are provided in Figure S2 . The thickness variation of the nanodomains with aging time determined by this model-independent Guinier approximation, also shown in Figure 7 , agrees with the thickness values determined by model analysis. According to reported studies [4, 5, 15, 48] , the Ni-rich Ti 50−x Ni 50+x SMA (x > 1.2) exhibits the frequency-dependent storage modulus minimum caused by a softening dip in elastic constant C 44 with frequency dispersion during cooling, showing an evidence for strain glass transition. The temperature corresponding to the minimum of the storage modulus E 0 vs. temperature curve in strain glass is also characterized as the glass transition temperature T g . Therefore, the strain glass can be characterized by the existence of the frequency-dependent behavior of T g . Figure S3 shows the frequency-dependent dip in the storage modulus E 0 vs. temperature curves of the Ti 48.7 Ni 51.3 specimen aged at 250 • C for 0, 1, 3, 5, 10 and 20 h measured by DMA at frequencies 1~50 Hz. The T g values measured at different frequencies for the specimens aged for 0, 1, 3, 5, 10 and 20 h are listed in Table S1 . Moreover, the characteristic of strain glass can be regarded as the ability to suppress the martensitic transformation and exhibit the strain glass transition. Therefore, due to the frequency dispersion effect of strain glass, the difference between the maximum and minimum T g values obtained at different frequencies from 1 Hz to 50 Hz, denoted here by ∆T g , can be used to be an index for quantitatively measuring the characteristic of the strain glass. Table 1 shows the glass transition temperature T g,1Hz determined by the dip of the storage modulus E 0 curves measured at 1 Hz as the representative index. For each aging time, the determined ∆T g value is also listed in Table 1 . The variation of ∆T g with aging time is shown in Figure 5b , indicating the loss of the strain glass characteristic with increases in aging time.
Discussion
Concurrent Phase Evolutions and Kinetics of Ni-Rich Nanodomains and Ti 3 Ni 4 Nanoprecipitates
Precipitation Kinetics and Mechanism of Ti 3 Ni 4 Nanoprecipitates
In the past, reports on the precipitation kinetics and mechanism of Ti 3 Ni 4 nanoprecipitates in Ni-rich TiNi SMA were rare [49, 50] . In this study, the quantitation and mechanism investigation on the structural evolution, phase transition and kinetic behavior of Ti 3 Ni 4 nanoprecipitation are revealed using in situ SAXS and ex situ XRD. In as-quenched Ti 48.7 Ni 51.3 SMA, only Ni-rich nanodomains exist, as indicated by the radially oriented streaks shown in Figure 1a . In contrast, Ti 3 Ni 4 nanoprecipitates quickly nucleate and have a remarkable cylinder size of 3 nm in radius and 2.8 nm in thickness within the initial 0.5 h of isothermal aging, as shown in Figure 4 . The nuclei of new nanoprecipitates form with random orientations at new sites, directly resolved by the 2D SAXS pattern. Note that the thicknesses of Ti 3 Ni 4 nanoprecipitate nuclei are much larger than that of the Guinier-Preston zone (GPZ) in the Al-Cu system [18] or Ni-rich nanodomains in the as-quenched Ti 48.7 Ni 51.3 SMA [15] . It is speculated that the quick formation of large Ti 3 Ni 4 nuclei can be attributed to the short-range diffusion of Ni atoms near the sites of concurrently-dissolving Ni-rich nanodomains, or the nucleation site based on the splitting pieces from the original Ni-rich nanodomains, as discussed in Section 4.1.2. The distinctive changes of the concurrent development in the relative volume fraction, radius and thickness of Ti 3 Ni 4 nanoprecipitates are quantitatively shown in Figures 4 and 5a in detail according to the analysis of in situ SAXS measurement. The theoretical modeling and prediction of the kinetics in thickness and radius for anisotropic nanoprecipitates are still full of challenges and difficulties due to complex factors such as strain field and coherent interface. Therefore, the related theoretical or experimental information is fundamentally important and interesting to the in-depth research for generally correlating the process, structure and properties. Basically, the precipitation kinetics of Ti 3 Ni 4 phase, in terms of relative volume fraction η, agrees with the prediction of Johnson-Mehl, Avrami, Kolmogorov (JMAK) kinetics based on the nucleation, growth and coarsening stages, as shown in Figure 5a . The JMAK kinetic model is expressed by η = 1 − exp(−kt n ), where k is the rate constant [51] [52] [53] [54] . After 5 h of 250 • C isothermal aging, the precipitate enters the late stage of typical particle coarsening, also called Oswald ripening, characterized by the completion of the volume fraction growth (approaching a relative volume fraction of 1.0, as shown in Figure 5a ). During this stage, the radius still grows from 4.5 nm to 6.5 nm, with an almost fixed thickness of 3.6 nm. A similar morphology change was also found in the development of plate-like T1 precipitates in Al-Cu-Li alloy [55] . It is noted that, after 5 h of aging, the temporal behavior of the radius of gyration R g = (T 2 /12 + R 2 /2) 1/2 , where T and R are the thickness and the radius of disk-/plate-like particles, also follows the usual coarsening kinetics (R g 3 ∝ aging time t), as shown in the inset of Figure 4 . Therefore, the number density of Ti 3 Ni 4 nanoprecipitates decreases with increases in aging time during the coarsening stage. For aging times of 0 h to 5 h (i.e., in the early stage), the volume fraction, radius and thickness rapidly increase with the aging time. This stage can be characterized by the typical nucleation and growth as a concomitant process according to the classical precipitation theory [20, 56] . In this nucleation and growth stage, there is an interesting phenomenon. The growth of the thickness begins to saturate at 3 h of aging, which is consistent with the quick completion of the volume fraction development during the dissolution of Ni-rich nanodomains, as revealed in Figures 4 and 5a . The evidence suggests that the growth rate in the nucleation and growth stage of Ti 3 Ni 4 nanoprecipitation is affected by the concurrent dissolution of Ni-rich nanodomains. It is also noted that the radius and thickness at 3 h of aging determined by the in situ SAXS ( JMAK kinetic model is expressed by η = 1 − exp(−kt n ), where k is the rate constant [51] [52] [53] [54] . After 5 h of 250 °C isothermal aging, the precipitate enters the late stage of typical particle coarsening, also called Oswald ripening, characterized by the completion of the volume fraction growth (approaching a relative volume fraction of 1.0, as shown in Figure 5a ). During this stage, the radius still grows from 4.5 nm to 6.5 nm, with an almost fixed thickness of 3.6 nm. A similar morphology change was also found in the development of plate-like T1 precipitates in Al-Cu-Li alloy [55] . It is noted that, after 5 h of aging, the temporal behavior of the radius of gyration Rg = (T 2 /12 + R 2 /2) 1/2 , where T and R are the thickness and the radius of disk-/plate-like particles, also follows the usual coarsening kinetics (Rg 3 ∝ aging time t), as shown in the inset of Figure 4 . Therefore, the number density of Ti3Ni4 nanoprecipitates decreases with increases in aging time during the coarsening stage. For aging times of 0 h to 5 h (i.e., in the early stage), the volume fraction, radius and thickness rapidly increase with the aging time. This stage can be characterized by the typical nucleation and growth as a concomitant process according to the classical precipitation theory [20, 56] . In this nucleation and growth stage, there is an interesting phenomenon. The growth of the thickness begins to saturate at 3 h of aging, which is consistent with the quick completion of the volume fraction development during the dissolution of Ni-rich nanodomains, as revealed in Figures 4 and  5a . The evidence suggests that the growth rate in the nucleation and growth stage of Ti3Ni4 nanoprecipitation is affected by the concurrent dissolution of Ni-rich nanodomains. It is also noted that the radius and thickness at 3 h of aging determined by the in situ SAXS (Figure 4 ) are close to the morphology of Ti3Ni4 nanoprecipitates shown in the TEM picture of the literature (Figure 1 in Ref. [16] ) for Ti48.7Ni51.3 SMA aged at 200 °C for 3 h. On the other hand, Figure 8 shows the XRD patterns of Ti48.7Ni51.3 SMA aged at 250 °C from 0 h to 20 h. The peaks of Ti2Ni phase appear in the as-quenched specimen and remain in the specimen aged for 1~20 h, which confirms the SAXS results describing the Ti2Ni large particles. In addition to the B2 matrix and Ti2Ni phase, a peak progressively merges at ~37° (i.e., the (131) plane of Ti3Ni4 phase) with increasing the aging time.
The black dashed lines in the XRD profiles of 1~20 h at 35°~40° reveal and emphasize the formation of Ti3Ni4 during aging. Moreover, the weak intensity and broad peak also suggest the low quantity and the tiny size of Ti3Ni4 precipitates. 
Dissolution Kinetics and Mechanism of Ni-Rich Nanodomains
The dissolution kinetics and structural evolution of Ni-rich nanodomains during the isothermal aging at 250 °C were also revealed using the in situ SAXS technique. Compared to the previous SAXS study [15] , this study provides more accurate and important information by 
The dissolution kinetics and structural evolution of Ni-rich nanodomains during the isothermal aging at 250 • C were also revealed using the in situ SAXS technique. Compared to the previous SAXS study [15] , this study provides more accurate and important information by resolving Ti 3 Ni 4 nanoprecipitates and Ni-rich nanodomains from the in situ SAXS analysis without the interference or errors from different samplings. The kinetics of the dissolution of Ni-rich nanodomains that form during the quenching process can be simply described by relative volume fraction η with the model developed for diffusion-controlled dissolution of the clusters [54] , as given by the cluster model of Figure 5a . Here, B is a constant factor, and A and C are normalized constants modified for undissolved fractions. The decrease in volume fraction of the dissolution of Ni-rich nanodomains is saturated or completed at 3 h of aging with a residual invariant fraction of 0.25. This dissolution saturation is concurrent with the nucleation and growth of Ti 3 Ni 4 nanoprecipitates and could be related to why the hardness variation with the aging time has a maximum at 3 h, as shown in our previous study (Figure 1c of [15] ). Apparently, the dissolution kinetics of Ni-rich nanodomains, which is faster than the precipitation kinetics of Ti 3 Ni 4 nanophase, serves as a source of Ni atoms. The concurrent decrease in radius and increase in thickness of Ni-rich nanodomains reach saturation at 5 h of aging, as shown in Figure 7 , which may be mutually influenced by the coarsening stage of Ti 3 Ni 4 nanoprecipitates also starting at 5 h of aging (Figure 5a ). The radius of the dissolved Ni-rich nanodomains substantially shrinks to provide Ni atoms for concurrent nucleation and growth of Ti 3 Ni 4 nanoprecipitates. Based on Figures 5a and 7 , it is noted that their relative number density, estimated by the ratio of relative volume fraction to the nanodomain volume, does not vary with time. We do not exclude the splitting of nanodomains into several pieces, in which a portion serves as the sites of Ti 3 Ni 4 nanophase nuclei and the others remain in dissolution. During the stage of dissolution (0~5 h), although the radius of Ni-rich nanodomains largely shrinks from 12.5 nm to 7 nm, the thickness still increases from 3.6 nm to 5.2 nm.
This evolutional behavior can be explained by the balance between the coherent interface and the strain field (in the face and thickness sides) toward the lowest free energy. It is interesting that the stable size of dissolved Ni-rich nanodomains (7 nm in radius and 5.2 nm in thickness) is close to that of Ti 3 Ni 4 nanoprecipitates grown at the coarsening stage (6.5 nm in radius and 3.6 nm in thickness). We may speculate that the main driving forces for both concurrent morphology evolutions are dominated by the coherent interface and the strain field in the surrounding matrix, rather than the volume energy of the nanoparticles. According to the evolution of the Ti 3 Ni 4 peak of ex situ XRD patterns in Figure 8 , it can be speculated that the residual amount of Ni-rich nanodomains with the saturation amount of~0.25 may directly transform to Ti 3 Ni 4 nanoprecipitates, which are more stable phase in thermodynamics, such that these residual nanodomains could not be dissolved with further aging.
Role and Quantitative Correlation of Ni-Rich Nanodomains and Ti 3 Ni 4 Nanoprecipitates to the Loss of Strain Glass Characteristic
A realistic mechanism and experimental data of how these excess Ni atom defects and the Ni-rich nanodomains result in the strain glass characteristic are still undetermined. Moreover, no reports to date have demonstrated the relationship of how the strain glass characteristic varies with the amount or the morphology of Ti 3 Ni 4 nanoprecipitates. To our knowledge, no studies have provided experimental evidence of the role of concurrently existing Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates in causing or suppressing the strain glass characteristic in Ti 48.7 Ni 51.3 SMA. In this study, we quantitatively correlate the structural evolutions of Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates with the loss of strain glass behavior to reveal their roles in causing the strain glass characteristic.
The loss of the strain glass behavior due to the change of aggregation type and lattice ordering of excess Ni atoms, such as Ni-rich nanodomains vs. Ti 3 Ni 4 nanoprecipitates, can be represented by (1) the decrease of ∆T g down to zero and (2) the increase of T g,1Hz , as shown in Figure 5b and Table 1 . For evaluating the loss of the strain glass, ∆T g is the major index because it considers the variation of frequency-dependent behavior. As shown in Figure 5b , the strain glass characteristic is gradually lost with increases in aging time from 0 h to 20 h, as demonstrated by the decrease of ∆T g from~11 • C to~0.4 • C. The variation of ∆T g with aging time shows a decay curve smoothly approaching 0 at 20 h. In addition, from Table S1, one can see that the T g temperature of the specimen aged for 20 h is frequency-independent, instead of frequency-dependent. The as-quenched Ti 48.7 Ni 51.3 SMA aged at 250 • C for more than 20 h would fully lose the strain glass characteristic and exhibit the typical SMA characteristic.
From the viewpoint of the relative volume fraction and the radii of both nanoparticles shown in Figures 4, 5 and 7 , the change rate of the loss of the strain glass characteristic is related to the dissolution and shrinkage rate of Ni-rich nanodomains. When the characteristic of strain glass disappears (at close to 20 h), the existing stable particles are Ti 3 Ni 4 nanoprecipitates because the residual amount of Ni-rich nanodomains may transform to Ti 3 Ni 4 nanoprecipitates, as discussed in Section 4.1.2. It has been experimentally confirmed that the strain glass characteristic is caused by the Ni-rich nanodomains that form in the as-quenched process. In addition, the amount and radius of Ni-rich nanodomains have a positive effect on the enhancement of the strain glass characteristic (i.e., the increase of ∆T g ). In contrast, the existence and the amount of Ti 3 Ni 4 nanoprecipitates linearly degrade the strain glass characteristic. The thickness effect of both nanoparticles seems to have no significant effect on the degradation of the strain glass characteristic. This study quantitatively provides the correlation of the strain glass transition with relative volume fraction, radius and thickness of Ni-rich nanodomains and Ti 3 Ni 4 nanoprecipitates.
Conclusions
The correlation of the strain glass characteristic with the structural evolution of the Ni-rich nanodomains and the Ti 3 Ni 4 nanoprecipitates for as-quenched Ti 48.7 Ni 51.3 SMA aged for up to 20 h has been investigated by in situ SAXS technique, XRD tests and DMA storage modulus measurement. The SAXS results demonstrate that the disk-/plate-like Ti 3 Ni 4 nanoprecipitates nucleate and grow with the concurrent dissolution of the originally existed Ni-rich nanodomains during the early aging period of 0~5 h. The morphology evolution of both Ti 3 Ni 4 nanoprecipitates and Ni-rich nanodomains is determined by the model fitting method and the model-independent method for cross examination. The volume fraction evolutions of both nanoparticles demonstrate that the dissolution kinetics of Ni-rich nanodomains, serving as a source of Ni atoms, is faster than the precipitation kinetics of Ti 3 Ni 4 nanoprecipitates. The SAXS technique also resolves the orientation information of the nanoparticles. DMA measurements reveal the loss of the strain glass characteristics as the aging time increases. Due to the positive correlation between the extent of frequency dispersion and the amount of Ni-rich nanodomains, the strain glass transition is proposed to be induced by the Ni-rich nanodomains. The residual Ni-rich nanodomains are also proposed to evolve to Ti 3 Ni 4 nanoprecipitates based on the XRD patterns and the loss of the strain glass characteristics. Table S1 : Glass transition temperature T g determined by the minimum of storage modulus E 0 curves at different frequencies and the difference between the maximum T g and the minimum T g , ∆T g , of storage modulus E 0 dip at different frequencies in Ti 48.7 
